Introduction

Experimental
Materials used
Murexide of B.D.H. quality was employed; this was purified by the method outlined by DAVIDSON 8 , which was found to give a sample of 99.9% purity 9 . One gram of the commercial sample was dissolved in 900 cm 3 of pure distilled water. The filtrate was salted out with 60 gm. of ammonium chloride. The precipitated substance was washed with absolute methyl alcohol, to be free from chloride and later dried at 170° C, when fine reddish brown crystals possessing a green reflex were obtained.
The materials employed for the buffers which were due to C 1 a r k s and L u b b s and Sörensen, were of analytical grade and were specially meant for the purpose.
The hydrochloric acid used was of B.D.H. Analar quality. The hydrobromic acid employed was Merck sample and was free from bromine; the absence of this last was confirmed by testing with potassium iodide and starch. The nitric acid used was C.P. analysed product of Basic Synthetic Chemicals Ltd. and was of 99.9% purity.
The neutral salts used were KCl, KBr or, KI and KN03 , all these were Merck samples.
Experimental Procedure
The decomposition of murexide in the acid solutions or in buffer mixtures of low pu was studied spectrophotometrically using Unicam S.P. 350 D.G. Spectrophotometer; this had an effective light path of 1 cm. At the first instance, the absorption spectra, in the visible region, of murexide solution of a known concentration was studied; from these results, the characteristic wavelength where the absorption was proportional to the concentration of the substance, was selected. The kinetics of the decomposition of murexide were followed by studying the variation with time of the absorption of murexide, at the above characteristic wavelength. Fig. 1 gives a typical series of results on the absorption of murexide in the visible region; the abscissae refer to the wavelength in millimicrons and the ordinates, to the optical density of the system.
Results
Absorption Spectra of Murexide
In Fig. 1 system appeared permanent in the sense that they did not alter appreciably even after 20 -24 hrs.
At PH < 6, however, the optical density of the system decreased continuously and progressively with time.
The results given in Fig pletely irreversible nature of the reaction but also the dependence of the reaction on the pu or the hydrogen ion concentration (vide infra, 3.5). 
Kinetics of the Reaction: First order nature
where a is the initial concentration of the substance or the optical density at £ = 0 and r, the same at time t. Since the value of a, as mentioned above, is susceptible for error by extrapolation method, the following equation which is deducible from eq.
(1) and does not involve the determination of a, is employed 10 :
here r is the reading at time t + r where r is a suitably choosen constant interval of time 10 . Ac- 
Dependence of the velocity constant on Concentration of Murexide
The data given in Fig. 6 show the time variation a further increase in concentration of murexide decreased the constant kt (see Fig. 8 ).
Effect of Strong Acids on the Velocity Constant
The influence on the velocity constant kx, of the decomposition of murexide, of the following acids tion of kx with C was linear; kx followed a relationship:
Furthermore, the data in Fig. 12 show that the points referring to all the three acids fall roughly, within experimental errors, on the same line indicating that eq. (3) governs the effect on the velocity constant, of all the three acids; this suggests that the anions of the acids have no significant effect on the velocity constant. 
Effect of Neutral Salts on the Velocity Constant
The influence of neutral salts like KCl, KBr, KI and KN03 on the decomposition of murexide was 22 r studied in the presence of only one acid viz. HCl.
The reaction mixtures were so prepared that they had the same quantities murexide and hydrochloric Time t in minutes - This reaction appears primarily to be a hydrolysis, facilitated by acid solutions, similar to the inversion of sucrose 13 . The hydrolysis of murexide appears to proceed as follows:
Purpuric acid + H20 -> complex,
Complex -> alloxan and uramil.
The observation that the reaction follows first order law (3.3.) indicates that in the above processes, the reactions leading to the formation of the complex are rapid and do not contribute directly to the observed kinetics. The decomposition of the complex (cf. process C) unimolecularly appears chiefly responsible for the applicability of eq. (2) to the observed data on the time variation of the optical density of murexide in acid solutions (Fig. 3) .
It was instructive to refer to the results on the effect of strong acid on the velocity constant (k) This observation when analysed on the principle of specific interaction of ions, due to Brönsted, indicated the significant role of the anions of the acids and of neutral salts on the reacting complex involved in the inversion of sucrose, which has a single positive charge 13 . The finding that eq. (3) is applicable to the data for the decomposition of murexide ( Fig. 12 ) and also the data on the effect of neutral salts on the velocity constant (3.6.),
suggest that the value of B) for CF, Br~, N03~ etc.
is zero and that the reacting complex involved in the decomposition of murexide, as envisaged in the above mechanism, is electrically uncharged in character.
A variation of the first order rate constant with concentration of the substance undergoing change is not unfamiliar in reactions of the type of acid hydrolysis. In the case of inversion of sucrose again 13 , a linear increase of the velocity constant k with concentration of sucrose has been observed.
In the present investigation however, kt increased up to 0.08 mM of murexide; a further increase caused a decrease in the value of k1 ; this observation is rather interesting and merits further consideration.
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